Geometries were optimized using the program Gaussian 03 at the B3LYP/6-31G(d) level of theory. 15 Stationary points were characterized by harmonic vibrational frequency analysis. 16 Time-dependant calculations were done on these optimised structures.
Electrochemical measurements were carried out in CH 2 Cl 2 containing 0.1M nBu 4 NPF 6 in a classical three-electrode cell by cyclic voltammetry (CV) and rotating-disk voltammetry (RDV). The working electrode was a glassy carbon disk (3 mm in diameter), the auxiliary electrode was a Pt wire, and the pseudo reference electrode was a Pt wire. The cell was connected to an Autolab PGSTAT20 potentiostat (Eco Chemie, Holland) driven by a GPSE S4 software running on a personal computer. All potentials are given vs. Fc + /Fc used as internal reference and are uncorrected from Ohmic drop.
X-ray measurements were carried out on a Bruker Kappa CCD diffractometer equipped with graphite monochromator (MoK α radiation, λ = 0.71073 Å) and an Oxford Cryostream low-temperature device. Unit cell dimensions were obtained by least-squares refinement of all measured reflections (HKL, Scalepack 17a ). All structures were solved by direct methods ). Non-hydrogen atoms were refined anisotropically by fullmatrix least-squares analysis.
ESI 2. X-ray analysis of 3e, 3g and 10.
Single crystals of 3e (red needles) were obtained by slow diffusion of pentane into a solution of compound 3e in CHCl 3 at r.t. Crystal data of 3e at 223 (2) 
